(N py ) Fe-N distances of 1.9012(14) and 1.9634(12) Å, respectively (Table 1 ), in a symmetric (i.e., D 2d ) environment, corroborating its low-spin character. The distortion from idealized O h coordination is evidenced by the N py -Fe-N py angle of 164.53(11)°. In contrast to 1, the bis(amide) complex (dpma) 2 Fe [dpma ) ((2-py)CH 2 ) 2 N] (5) possesses metric parameters consistent with its S ) 2 (µ eff ) 5.0) GS, and its UV-vis spectrum shows no band more intense than 5000 M -1 cm -1 . Two independent molecules of 2 exhibit longer average Co-N distances [d (CoN a ) A better grasp of the electronic structures, geometries, and optical features of 1-3 were obtained from density functional theory (DFT) calculations. Figure 3 shows a simplified orbital diagram, which reveals occupied nonbonding azaallyl carbon-based orbitals that reside aboVe the "t 2g " set [
. These orbitals maintain a roughly constant position at about -4.0 eV for 1-3 and differentiate smif from related tridentate ligands such as terpy 5, 6 by affording high-intensity intraligand (IL) bands. Two large features in the UV-vis spectra of (smif) 2 Figure 3 indicates that smif may be redox-active [7] [8] [9] [10] [11] [12] (NiN) and EPR silence. The smif-based orbitals stay remarkably consistent for 1-3 but may be adjusted in future generations through the appropriate choice of substituents.
The C nb orbitals have ∼50% ionic and ∼50% covalent character and are "non-innocent" in terms of reactivity. Complex 4 is a dimer in the solid state, as Figure 4 illustrates. In solution, 4 is emeraldgreen, with IL bands at 633 nm (52 000 M -1 cm
) and 399 nm (37 000 M -1 cm
), but orange crystals reveal its conversion to the amide dimer [(TMS) 2 NFe] 2 (smif) 2 (4 2 ). 1 H NMR spectral analysis affords a K eq value of ∼4 × 10 -4 M -1 (∆G°≈ 5 kcal/mol) for the reaction 2 4 a 4 2 . The dimerization can be construed as either a diradical coupling or a nucleophile/electrophile event, and polar and nonpolar reactivity is anticipated for the smif backbone.
The smif ligand provides a rare opportunity to view a new homologous series of first-row transition-metal complexes 12 and manifests a unique optical density that may be exploited in various photochemical applications. Physical studies of 1-3 and variants as well as (smif) 2 M (M ) V, Cr, Cr + , Mn) are ongoing. 
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